General experimental procedures
All reagents were obtained from the Acros, Aldrich, or Lancaster chemical companies and were used as received.
1 H-and 13 C-NMR spectra were recorded in CDCl 3 on a Bruker DRX-300 or DRX-400 spectrometer operating at 300/400 MHz for 1 H and 75/100 MHz for 13 C analysis. Chemical shift data is expressed in ppm with reference to TMS. Elemental analysis was performed at the Shanghai Institute of Organic Chemistry. Samples for inductively coupled plasma mass spectrometry (ICP-MS) analysis were digested with concentrated nitric acid at 110 °C for 3 days. The residue was filtered through a pad of celite, diluted with 1% nitric acid solution, and analyzed using an Agilent 7500a instrument.
Synthesis of self-supported oxime palladacycle 18
4,4'-Dihydroxybenzophenone ( Polymer 14 (2.295 g, 6.03 mmol), hydroxylamine hydrochloride (1.388 g, 20.0 mmol), pyridine (3.9 mL, 48.2 mmol), and EtOH (50 mL) were added to a nitrogen-flushed 100-mL round-bottomed flask equipped with a magnetic stirrer and a reflux condenser. The reaction flask was immersed in an oil bath regulated at 100 °C and the reaction mixture was stirred for 12 h. The oil bath was removed and the S3 reaction mixture was cooled to rt. The reaction mixture was transferred to a separation funnel and 1N
HCl (50 mL) and CH 2 Cl 2 (100 mL) were added. and THF (10 mL) were added to a nitrogen-flushed 50-mL round-bottomed flask equipped with a magnetic stirrer. The reaction mixture was stirred at rt for 12 h and then added to hexane (200 mL)
dropwise to induce precipitation. The suspension was filtered and the solid collected on the funnel was washed with hexane (10 mL) and then dried to constant weight under vacuum to give yellow powder 18
(1.043 g, 90% yield). ICP-MS was used to determine Pd content as 8.27%, and thus a loading level of 0.77 mmol/g.
General procedure for Suzuki-Miyaura reactions
Aryl halide 19 or 22 (1.0 mmol), phenylboronic acid (20) (1.2 mmol, 0.146 g), 18 (0.015 mmol, 0.002 g), Cs 2 CO 3 (1.5 mmol, 0.489 g), DMF (2.5 mL), and H 2 O (2.5 mL) were placed in a 25 mL roundbottomed flask equipped with a magnetic stirrer. The flask was immersed in an oil bath regulated at 80 or 100 °C for the reaction time indicated in Table 1 or 2. After the reaction mixture was cooled to rt, ether (8 mL) and H 2 O (8 mL) were added to the flask. The resulting mixture was vigorously stirred for 5 min, and then filtered. The solid 18 collected on the funnel was washed with H 2 O (10 mL) and ether (10 mL), and then dried. The filtrate was transferred to a separation funnel and the organic phase was separated and washed with H 2 O (5 x 25 mL), brine (10 mL), and then dried over MgSO 4 . The solvent was removed under reduced pressure and the resulting residue was analyzed by 1 H and 13 C NMR spectroscopy. When S4 aryl chlorides were used as substrates, the crude products were purified by silica gel column chromatography. (Table 1, 6, 127.1, 127.2, 128.2, 128.9, 128.9, 135.8, 139.8, 145.7, 197.7 . 0, 127.3, 127.7, 128.8, 129.1, 138.6, 147.0, 147.5 . 
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Recycling experiments of 18
4-bromoacetophenone (19a) (1.0 mmol, 0.199 g), phenylboronic acid (20) (1.2 mmol, 0.146 g),
18
(0.015 mmol, 0.002 g), Cs 2 CO 3 (1.5 mmol, 0.489 g), DMF (2.5 mL), and H 2 O (2.5 mL) were placed in a 25 mL round-bottomed flask equipped with a magnetic stirrer. The flask was immersed in an oil bath regulated at 80 °C for 2 h. After the reaction mixture was cooled to rt, ether (8 mL) and H 2 O (8 mL) were added to the flask. The resulting mixture was vigorously stirred for 5 min, and then filtered. The solid 18 collected on funnel was washed with H 2 O (10 mL) and ether (10 mL), and then dried. The recovered 18
was directed used in the following run. The filtrate was transferred to a separation funnel and the organic phase was separated and washed with H 2 O (5 x 25 mL), brine (10 mL), and then dried over MgSO 4 . The solvent was removed under reduced pressure and the resulting residue was analyzed by 1 H and 13
